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Computational details
The molecular models were built and optimized by AM1 method in Spartan 18 program package. 11 From the conformer distribution, several of the most stable conformers were selected and preoptimized in Spartan at HF/3-21G level and then fully geometrically optimized at ωB97X-D/6-31G* level. 12 Transition states were optimized by ωB97X-D/6-31G* and were verified by visualization of their imaginary frequencies. 
(E)-Silyl ketene acetal 2c
Kinetic measurements
For kinetic measurements, 1 H NMR spectra were recorded every 10 minutes for 15 hours. The relative concentrations of initial compound 2c, product 3c and unidentified by-product were determined through integration of selected signals (5.96 ppm, 6.31 ppm and 7.0 ppm, respectively) ( Figure S6 ). Corresponding rate constants for initial compound consumption and product(s) formation were obtained by monoexponential fitting of the experimental data (equation S1).
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